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DESIGNATED/ELECTED OFFICE (DO/EO/US) 
CONCERNING A FILING UNDER 35 U.S.C. 371 
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410.019 
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10/018326 
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Applicant herewith submits to the United States Designated/Elected Office (DO/EO/US) the following items and other information; 

1 . 0 This is a FIRST submission of items concerning a filing under 35 U.S.C. 37 1 . 

2. n This is a SECOND or SUBSEQUENT submission of items concerning a filing uirtter 35 U.S.C. 37 i . 

3. nn This express request to begin national examination procedures (35 U.S,C. 371(f)) at any time rather than delay 

examination until the expiration of the applicable time limit set in 35 U.S.C. 371(b) and PCT Articles 22 and 39(1). 

4. []]] A proper Demand for International Preliminary Examination was made by the 19th month from the earliest claimed priority date. 

5. Ql A copy of the International Application as filed (35 U.S.C. 371(c)(2)) 

a. 0 is transmitted herewith (required only if not transmitted by the International Bureau). 

b. n has been transmitted by the International Bureau. 

c. Q] is not required^ as the application was filed in the United States Receiving Office (RO/US). 

6. Q A translation of the International Application into English (35 U.S.C. 371(c)(2)). 

7. Q Amendments to the claims of the International Application under PCT Article 19 (35 U.S.C. 371(c)(3)) 

a. Q are transmitted herewith (required only if not transmitted by the International Bureau). 

b. Q have been transmitted by the International Bureau. 

c. n have not been made; however, the time limit for making such amendments has NOT expired. 

d. Q have not been made and will not be made. 

8. n ^ translation of the amendments to the claims under PCT Article 19 (35 U.S.C. 371(c)(3)). 
9- 0 An oath or declaration oftheinventor(s) (35 U.S.C. 371(c)(4)). UNEXECUTED 

10* n A translation of the annexes to the International Preliminary Examination Report under PCT Article 36 
(35 U.S.C. 37Uc)(5)). 

Items 11. to 16. below concern document(s) or information included: 
1 1. |xj An Information Disclosure Statement under 37 CFR 1.97 and 1 .98. 

CH A" assignment document for recordmg. A separate cover sheet in compliance with 37 CFR 3.28 and 3.3 1 is mcluded, 

13. Q A FIRST preliminary amendment. 

□ A SECOND or SUBSEQUENT preliminary amendment. 

14- O A substitute specification. 

1 5. Q A change of power of attorney and/or address letter. 

16. § Other items or information: Drawings (2 sheets ); French International Preliminary 

Examination Report; French Witt en Opinion 
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INTERNATIONAL APPLICATION NO 

?CT/TOnn/ni628 



ATTORNEYS DOCKET NUMBER 



17. FyI The following fees are submitted: 
BASIC NATIONAL FEE (37 CFR K492 (a) (1) - (S) ) : 

Neither international preliminary examination fee (37 CFR 1.482) 
nor international search fee (37 CFR l,445(aX2)) paid to USPTO 
and International Search Report not prepared by the EPO or JPO 

International preliminary examination fee (37 CFR 1 .482) not paid to 
USPTO but International Search Report prepared by the EPO or JPO . 



$970.00 



$840.00 



International preliminary examination fee (37 CFR 1.482) not paid to USPTO 

but international search fee (37 CFR 1 .445(a)(2)) paid to USPTO $760.00 

Inteniational preliminary examination fee paid to USPTO (37 CFR 1.482) 

but all claims did not satisly provisions of PCT Article 33(1 )-(4) $670.00 

International preliminary examination fee paid to USPTO (37 CFR 1 .482) ^ 
and all claims satisfied provisions of PCT Article 33(i)-(4) $96.00 

ENTER APPROPRIATE BASIC FEE AMOUNT = 



CALCULATIONS FfO USE ONLY 



$1040.00 



^1040,00 



Surcharge of S130.00 for furnishing the oath or declaration later than f~\ 20 [] 30 
months from the earliest claimed priority date (37 CFR 1.492(e)). 



$ 



CLAIMS 



Total claims 



NUMBER FILED 



16 



•20 = 



NUMBER EXTRA 



0 



RATE 



X $18.00 



$1040.00 



Independent claims 



1 



■3 - 



X $78.00 



MULTIPLE DEPENDENT CLAIM(S3 (if applicable) 



+ $260.00 



TOTAL OF ABOVE CALCULATIONS = 



in4n.nn 



Reduction of 1/2 for filing by small entity, if applicable. A Small Entity Statement 
must also by filed (Note 37 CFR 1.9, 1.27, 1 .28). 



SUBTOTAL = 



^ 1040.00 



processing fee of $130.00 for furnishing the English translation later than []]20 []] 30 
months from the earliest claimed priority date (37 CFR 1 .492(f)). + 



TOTAL NATIONAL FEE 



^ 1040.00 



Fee for recording the enclosed assignment (37 CFR 1 .21(h)). The assignment must be 
accompanied by an appropriate cover sheet (37 CFR 3 .28, 3.3 1 ). S40.00 per property 



TOTAL FEES ENCLOSED = 



Amount to be: 
refunded 



charged 



a. ( A 'died 



pro. Form 203b for'$a040- 00 is enclqsea. ^ ] 7 ^ 
dicck m t he amount ■et-'-» ^^ toxover the above fe es^s-en&tescd. 



b. n Please charge my Deposit Account No. in the amount of $ to cover the above fees. 

A duplicate copy of this sheet is enclosed. 

c. (3 The Commissioner is hereby authorized to charge any additional fees which may be required, or credit any 

overpayment to Deposit Account No. 02-227 5A duplicate copy of this sheet is enclosed. 



NOTE: Where an appropriate time limit under 37 CFR 1.494 or 1.495 has not been met, a petition to revive (37 CFR 
1.137(a) or (b» must be filed and granted to restore the application to pending status. 
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IN THE UNITED STATES PATENT A MD TRADEM2VRK OFFICE 

In re Application of: ■ 

L. HEUX et al : 

Serial No. : • 

Filed: * 

For: MI CROFIBRILLATED. . .SOLVENT : 

600 Third Avenue 
New York N.Y. 10016 



PRELIMINARY AMENDMENT 

Asst. Commissioner for Patents 
Washington, D.C. 20231 

Sir: 

Please amend this application as follows: 



IN THE SPECIFICATION : 

Page 1, before line 1, insert 

--This application is a 371 of PCT/FROO/01628 filed June 13, 
2000-- 



TN THE CLAIMS : 

Claim 1 (amended) A colloidal dispersion, in an organic 
solvent, of microfibrils and/ or microcrystals of a fibrillar 
organic substance selected from the group consisting of cellulose, 
chitin, and polysaccharides containing in addition at least one 
compound possessing a hydrophilic part and a hydrophobic part. 

Claim 2 (amended) A dispersion of claim 1, wherein the 
compound possessing a hydrophilic part and a hydrophobic part is 
selected from the group consisting of surfactant, a stabilizing 
polymer, a co-surfactant and mixtures thereof, especially a mixture 



of surfactant and co-surf actant . 

Claim 3 (amended) A dispersion of claim 1 of microfibrils 
and/or microcrystals of cellulose. 

Claim 4 (amended) A dispersion of claim 1 wherein the organic 
solvent has a dielectric constant that is less than or equal to 
approximately 37.5, and/or in that the organic solvent is selected 
from the group consisting of 

- aliphatic hydrocarbons, 

- chlorine-containing solvents, 

- ketones having 3 to 10 carbon atoms, 

- polymerizable vinyl ic compounds, 

- epoxides, 

- primary, secondary or tertiary amines, 

- alkyl acetates having 1 to 10 carbon atoms, 

- ethers with an alkyl chain having of 1 to 20 carbon atoms or 
an aromatic chain, 

aldehydes, carboxylic acids and/or their acylated 
derivatives and anhydrides, the polyacids with an alkyl chain 
having from about 1 to about 20 carbon atoms or an aromatic chain, 

- primary secondary or tertiary alcohols, with aliphatic chain 
of 1 to 10 carbon atoms, and/or aromatic chain, 

- tetrahydrofuran (THF) , pyridine, dimethyl formamide (DMF) , 
dimethylacet amide (DMAc) , 

- mineral and/or organic oils, of synthetic or natural origin, 
or mixtures thereof . 

Claim 5 (amended) A dispersion of claim 1 wherein the 



quantity of cellulose varies from about 0.01 wt% to about 50 wt% 
relative to the total weight of the dispersion. 

Claim 6 (amended) A dispersion of claim 1 wherein the 
compound possessing a hydrophilic part and a hydrophobic part is: 

(a) a surfactant possessing: 

- a hydrophilic part capable of being adsorbed on the 
microfibrils and/or microcrystals of the compound selected from the 
group consisting of cellulose, chit in and polysaccharides and 
containing oxyethylene groups, 

- a hydrophobic part, containing a carbon chain of at least 6 
carbon atoms, aromatic or non-aromatic, and capable of interacting 
with the solvent, 

the said surfactant being selected from the group consisting 

of 

cationic surfactants, 
anionic surfactants, 

amphoteric surfactants possessing a quaternary ammonium group 
and an anionic phosphoric group, and 
neutral surfactants, 

(b) or, a stabilizing polymer possessing from about 5 to about 
200 hydrophilic units and from about 10 to about 200 hydrophobic 
units. 

Claim 7 (amended) A dispersion of claim 1 wherein the co- 
surfactant possesses: 

- a hydrophilic part that is compatible with the hydrophilic 
part of the compound possessing a hydrophobic part, and 



- a hydrophobic part that is compatible with the hydrophobic 
part of the cottpoiind possessing a hydrophilic part and a 
hydrophobic part, 

- the co-surfactant making it possible, for the microfibrils 
and/or microcrystals of the fibrillar organic substance as defined 
in claim 1 to be rendered compatible with the organic solvent, 

the said co- surfactant being selected from the group 
consisting of alcohols having 4 to 18 carbon atoms, carboxylic 
acids having 4 to 18 carbon atoms, aldehydes having from 4 to 18 
carbon atoms or amines having from 4 to 18 carbon atoms. 

Claim 8 (amended) A dispersion of claim 1 containing: 

- cellulose microfibrils and/or microcrystals, in a quantity 
varying from about 0.01 wt% to about 50 wt% relative to the total 
weight of the dispersion, 

- an organic solvent in a quantity varying from about 50 wt% 
to about 99.9 wt% relative to the total weight of the dispersion, 

- and optionally a co-surfactant in a quantity varying from 
about 0 wt% to about 20 st% relative to the total weight of the 
dispersion. 

Claim 9 (amended) A dispersion of claim 1 wherein it exhibits 
at least one of the following properties: 

- it does not form aggregates (it is non-flocculent) , 

- it is birefringent in shear, and 

- it is stable for periods ranging from at least one minute to 
at least 12 months. 

Claim 10 (amended) A method of preparation of a dispersion of 



claim 1 comprising: 

(1) forming an aqueous dispersion of microfibrils and/or 
microcrystals of a fibrillar organic substance selected from the 
group consisting of cellulose, chit in, and polysaccharides with a 
compound possessing a hydrophilic part and a hydrophobic part 
selected from the group consisting of a surfactant, a stabilizing 
polymer, a co-surfactant or mixtures thereof, 

(2) removing the water from the aqueous dispersion as obtained 
in the preceding stage to obtain a dry mixture of surfactant and/or 
of stabilizing polymer and optionally co-surf actant , and a 

y. fibrillar organic substance selected from then group consisting of 
2 cellulose, chitin, and polysaccharides, 

(3) and dispersing the mixture as obtained in the preceding 
iJ; stage in an organic solvent. 

fli Claim 11 (amended) The method of claim 10, wherein 

Cl (1) an aqueous dispersion of microfibrils and/or microcrystals 

CI of cellulose is mixed with a surfactant selected from the group 

Q consisting of BNA, pel yoxy ethylene sorbitan trioleate and 

\ 4- 

didecyidimethyl ammonium bromide, 

the weight ratio between (a) and (b) and said microfibrils 
and/or microcrystals of cellulose varying from about 0,1:1 to about 
20:1, to obtain an aqueous colloidal dispersion of microfibrils 
and/or of microcrystals of cellulose, 

(2) the water is eliminated from the aqueous dispersion as 
obtained in the preceding stage to obtain a dry mixture of 
surfactant and cellulose, the said mixture containing from about 5 



5 



wt% to about 95 wt% of surfactant relative to the total weight of 
the mixture, and from about 5 wt% to about 95 wt% of cellulose 
relative to the total weight of the mixture, 

(3) the mixture as obtained in the preceding stage is 
dispersed in an organic solvent, 

until a dispersion of cellulose microfibrils and/or 
microcrystals is obtained for which the percentage by weight of 
adsorption between the said surfactant and the said cellulose 
microfibrils and/or microcrystals varies from about 0.1 to about 
20. 

Claim 13 (amended) A thickened and/ or viscous, organic 

14 

f| solvent as defined in claim 4 containing 

2 microcrystals and/or microfibrils of a fibrillar organic 

hi 

?!]| substances selected from the group comprising cellulose, chit in, 
fli and polysaccharides, 

%^ a compound possessing a hydrophilic part and a hydrophobic 

part selected from the group consisting of a surfactant, a 

Cl 

^ stabilizing polymer,' a co-surfactant and mixtures thereof. 

o 

fll Cancel claims 12 and 14 to 16. 

Please add the following claims: 

--17. A colloidal dispersion of claim 1 wherein the 
polysaccharide is selected from the group consisting of S 1 3 
glucan, S 1 3 xylan and S 1 4 mannan. 

18. A colloidal dispersion of claim 2 wherein the compound 
possessing a hydrophilic part and a hydrophobic part is a mixture 
of surfactant and co-surf actant . 
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19, In a gel, liquid crystal or material containing cellulose 
microfibrils and/or microcrystals, the improvement comprising using 
an aqueous dispersion of claim 1. 

20. In a preparation of a material containing microfibrils 
and/or microcrystals of cellulose, the improvement comprising using 
a dry mixture of claim 19.-- 

REMARKS 

The amendment is submitted to insert reference to the PCT 
application, to remove multiple dependency from the claims and to 
conform the claims to the American practice. 

Respectfully submitted, 
Bierman, Muserlian and Lucas 

By: CJ^J^^l^ 

Charles A''. Muserlian #19,683 
Attorney for Applicants 
Tel.# (212) 661-8000 
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--This application is a 371 of PCT/FROO/ 

DISPERSION OF MICROFIBRILS AND/OR OF MICROCRYSTALS, 
FSPRCJALLY OF CELLULOSE, IN AN ORGANIC SOLVENT. 



The present invention lelates to a dispersion of microfibrils and/or of 
microcrystals, especially of cellulose, in an organic solvent 

Native cellulose occurs in ihe form of microciysials and/or of very elongated 
microfibrils, often organised a5i fihres. This cellulose can be found in plants, but also in 
]0 certain fiinei, bacteria, amoebae and even some marine animals. 

Acid hydrolysis of cellulose in an aqueous medium leads to stable aqueous 
colloidal suspensions of individual microcrystals [ I ]. 
I Treatment of primary or secondary plant walls in a homogenizer also molces it 

C^l possible to obtain stable aqueous suspensions of microfibrils and/or of microcrystals of 

r| IS cellulose that are more or less separate. Description of the pmduction of these 

jjuspenslons of cellulose in water forms the subject of numerous patents [2, 3], 

More particularly, we talk of microcrystals in the case of individual crystallites 
resulting from acid hydrolysis and, of microfibrils in the case of a treatment of 
homugciiiiiatioii of primary or secondary walls of plants. In both cases it is a question of 
^ 20 elongated crystals of cellulose in which the macromolecuiar chains are aligned relative 

to the crystal's major axis. 

DqpcriUing ua the oiigin of the cellulose, tlic lateral dimensions of the 
microcrystals and/or microfibrils can vary fixim 2 nm to 50 nm. The lengths of the said 
microcrystah and/or microfibrils can gjneatly exceed one micron. 
2i Dq3cndiiig on IIjc origin of the cellulose (for example cotton) and the 

concentrations used (for example high concentrations, varying between 2 and 10% 
w/w)j stable colloidal dispersions of cellulose in water are organized in the fonn of a 
liquid crystal of the chokstcric type [4], die splicing of which can vaiy from 80 to 10 
p.m, depending on the operating conditions employed [5]. 
30 In tlic case of microfibrillar cellulose {beet parenchyma for example), we do not 

observe a mesophase (organization as a liquid cr>'stalX but the formation of gels having 
very good rheological properties [6]. The ranges of concentrations for which a 
suspcnMOii uf microfibrils and/or of microcrystals becomes a gol vary depending on the 
origin and the purification treatment, but are of the order of 1% of dry matter. 
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10/018^^0 

!^ARKED UP VERSION OF CLAIMS 



CLAIMS 

1. A colloidal dispersinn, in an organic solvent, of microfibrils and/or 
microcrystals of a fibrillar organic substance selected fi-om the group gSmi^4^ ' 
cellulose, chitin, and polysaccharides saefr^ P 1 3"glucai i, p 1 ■» 3 xylan and -^ 

■ ■> 4 niamian» containing in addition at least one compound possessing a hydrophilic 
pan and a hydrophobic pan. 

2. A dispersion ac«osdiag^ Claim 1, charactorigod in that the compound 
possessing a hydrophilic part and a hydrophobic pan is sel^^ed from the group 

a surfactant, a stabilizing polymer, a co-surfactant jw mixtures thereof, 
cspecially a mixture of surfactant and co-surfactant 




2 15 3, A dispersion accQ3:dB||-ter Claim 1 o > Cl^^im " ^ of microfthrils ;ind/or 

microcrystals of cellulose. 



4. A dispersion ^ooidhii; t o uony one of tlie Claimf 1 to 3, charactm z gd in thlH * 
die organic solvent has a dielectric constant that is less than or equal to approx. 37.5, 
20 and/or in that the organic solvent is selected from ihc group e^^^tjtrf 

f§ - aliphatic hydrocarbons having fi-om about 5 to about 20 carbon atoms. 

especially pcnta n C j h c7fi^ ''"'j l^^^ptTnnr, nrf arte^ ^ndecanr o r ryd n h ff Y?in e^ 

f!| ^ 

- aromatic hydrocarbons, ttpctially xylciit, lulucacm Uccaliji.- 

- chlorine-containing solvents, e speci a lly chlcirofofm, dichloromcthanc, carfao tw 
25 ^(jHt;lik>rir1f!, dinhl^gi^aethgiie, 

- ketones having iFem-^bbeut 3 to db€ut 10 carbon atoms, espec ially acet o ne- ef 
^aaethyl ethyl ketone; 

- polymerizable vinylic compounds, ^s p g wi alty mgUmfeiyla l cib an d ac t j^ l a l e ^-ef 
ftlVylp Kai/inpr fir»m, fthftnt -I - tft ahftiit 1 aca rhQn..alomSrH» ^ vinvl aceta te. 

30 epoxides, ft S p f Cinl^y miiK - f i r h ^Hpl^ iHr rVi ni n kw i ti^ ruil l l iJb mirrterabeufe 

44-oaffeon'atorg5r ^^ ^ an ii r oma thrc h a in ^ t he di e poxide i i, ilic tricpoxidc a- and/or <h g^ 
te££ae{)oxides, 
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CI 



- primary, secondary or tertiary amines, f W|wu iiilly iIii^m' ^iri wlipli^iTir rliitlT 
u ^^nig Tinm about 1 to abou t 10 cari mn ato mfrwdtepittii ai ui iml ic clid m r tliv r diarmnes, 
'tHiuiuiie& Oi ldLr^iIifies« 

^ alkyl acetates having &om ab eqfr 1 to abeut 10 carbon atoms, ^epgcially 
5 ingtliyLHg&yi, propyl QJ ibutyl ac-ctate sr j 

- ethers with an alkyl chain hamg from aootrt 1 to atmt 2U carbon atoms an 
aromatic chain sii ch as et b yl^tbcr ^ o r bcng yl-€ri=i#r, 

- aldehydes, i;<ijbuAylic acidsi diid/oi ilieii acylated derivatives and aiiliydildes, 
the polyacids. Avith an alkyl cham havmg from about 1 to about 20 cai1>on atoms or an 

10 aromatic chain s uch ao ac Q t( 3 ^Q h y dej a cRt ic^aeidr ^a loi c an h y dade^rbengatdelqfdes 

- piiinaiy, secondaiy or tcitiaiy alcahoIs,-TCSpaByyi5£fla6©se-with an aliphatic chain 
ha ying &cm-ab^ I to ak^t 10 carbon atoms, and/or an aromatic chain. -Ae- 
polynlnnhnln, oflpfiniiHy i^thamU^ftpmpaftt^l huianul itr towl afeahetr^ 

- letrahydrofuran (THF), pyridine, dimethylfoimamide (DMF), 
1 5 dimethylacetamide (DMAc), 

mineral and/or organic oils, of synthetic or natural origin, cuoh ao oilicone oi l g 
oiLVOg c itablc oils ^ 

or mixtures thereof. 



2 20 5- A dispersion ^^^^^^^Z "'"y ^ rv^mg^ tr> /l^ rhiirnrtftri7PH in thaP 

the quantity of cellulose varies from about 0.01 wt.% to about 50 wt,% relative to the 
total weight of the dispersion. 



6. A dispersion a ccording ta any o ne of-rtte Clainn l4 fi 5^ chamclcriyed in ihm - ^ 
25 the compound possessing a hydrophilic part and a hydrophobic part ia: 

(a) a surfaciani possessing: 

- a hydrophilic part, jsiixiuiR capable of being adsorbed on the microfibrils 
and/or microcrystals of the compound selected from the group oesaprifflfi^ cellulose, 
chitin. and polysaccharides j swh as pi > 3 ghicon, (SI > i xyfam and p 1 -» 4 . 

30 «a£»aa, and containing fo r eac a nap le oxyethylene groups, j 

- a hydrophobic part, containing for example a carbon chain haimg at least 6 
carbon atoms, aromatic or non-aramatic, and capable of interacting with the solvent, 

the said surfactant being selected in poitieulo r from the group oompnai^: i 
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* cationic surfactants, fe r ftxam p lc from the family of thr qnaUiuaiy mmiiuiilUJii 
att ^ls containing from a bout 1 to about 2 alkyt m bgtituonto, having from aboi tt 

* anionic surfactants, lix ^xample_ fi™ijhe Famil y nf thr pnlirnYy n llrjrk nn ti i d 
5 nlknrylrhrnol phnrtphrrii? i^fltffrnj in which thfi nlhyl nuhfili^M^iit rAntmnr fr^m 

ahoi^J^tQ ahQurJ JL - c. i ibQn M om r.^ and frflm nhm i T S rn tih m i T 75 oyy a11^v|^a£>,. 
n ftilK ]i ^ v irhy ; ^Jx mi^otif 1 to about 4 c Rr h n Ti atoms, and .ftsp eria llv nvvrt h y le np 
e^jLyp rop yl c ncjar ^xybutylcnc unito? for example BNA, a mixture of cst-f *^F-^d 
dicster of pliusphoilc acid wiili an alka f yl chainHn which the alkyl substitue ot^ 
10 c^Rtenr9 carbon atoms mS:^ iixyetliykneamiis*-^ 

* amphoteric surfactants possessing a quatemaiy aiiiinuiiiuiii ^uup and an 
anionic phosphoric groiqp. fo r example from the family of tlic phospholipids^ 
istt di egj j or tfo y a lecithin, . ^ 

* neutral surfactants, foc^^^fe aH ftp te f i rom the f SamlsLoDhftse- eontaining a sor -bitet- 
IS .jiniv^ftd-^fle-tg-^fajm 3 polyoxyetfay teig chains^ one to about 3 fat^ chain s 

haviiip from abmit 1? to abou t 30 ^caifeoT i - nto mj i ii n n d r ^i p ecially lA -eapfaeri> 



(b) or, a stabilizing polymer possessing from about 5 to about 200 hydrophilic 
units and from about 10 to about 200 hydrophobic units, J i ^^p ix iuUy tlius e wi tl^ -a 

CI 

1,4 20 molecular weight below 20000. such os othylenc - oxide - propyicnc oxido block 

7, A dispersion aseofding to. any one of ^ Claimf^l fa ^ , ^-^^^^^^^7^^ m tto - 
the co-siu'factant possesses: 
25 - a hydiophilic pail that is compatible with tlie hydiophilii; pail of the ^;unipumid 

possessing a hydrophilic part and a hydrophobic part ag-defined \r\ r\mm^ and 
e spociflUy with the hydro p hilic part of tho oujfactant o i of Jic blubill^ioig polimer ac 
dc fuAud i i i Cloi ii i — 

- a hydrophobic part that is compatible with the hydrophobic part of the 
30 compound possessing a hydrophilic part and a hydrophobic part ns fififincd in C4afflr67 

aqdJSSpccMjLwi^J^^ 
--a^wtefiftedracbrr^TC 
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the co*surfactani making it possible^ ^oreoveiC t^ for the microfibrils and/or 
microcrystals of the fibrillar organic, stibstance as defined in Claim 1 to be rendered 
compatible with the organic solvent, 

the said co^surfactant being selected i n ^^arrioul ar Itom the group 
alcohols having frnrftrfihffflt 4 to ali^r 1 R carbon atomic, c;irboYylic acids having fysm 
about 4 to abttot 18 carbon atoms, aldehydes having from^^&it 4 to abi^t 18 carbon 
atoms or amines having from abMi4 to dls&si 18 caibon atoms. 

8. A dispersion according - to any .o n e of the- Claim^ 1 t e eharactc i Aa u d Tg^baP 

^contain^*^^ 

- cellulose microfibrils and/or microcrystals, in a quantity varying from about 
0.01 wt,% to about 50 wt,% relative to the total weight of the dispersion, at i d ogpcciaily ^ 
-fe om about 0.4 -wt:%-^o-ab out-30 wt,% , 

- an organic solvent dpfinpH in Hnim in a quantity varying from about 50 
wt.% to about 99,9 wt.% relative to the total weight of the dispersion, 

- a surfactant asjiefin ed in Claim 6. in a quantity varying from about 0,01 wt.% 
to about 50 wt.% relative to the total weight of the dispersion, 

- and j i f n^ e wf y^ si co-surfactant as defined in Cldim rT^ in a quantity vaiyiug 
from about 0 WL% to about 20 wt.% relative to the total weight of the dispersion. 

9. A dispersion according to any one of ^ Claim^ 1 ! i t R| di a r rt vtgriynl in i hiiL 
it exhibits at least one of the following properties: 

- it does not form aggregates (it is non-flocculent), 

- it is bircfiiiigent in shcar,^i^-V( 

- it is stable for periods ranging from at least one minute to at least 12 months. 



10, A method orprepaidiiun uf a dispcniiun aauording lo any m e of ^ Claim^ 
1 te % chomrtmi^fm Ifia^ 

(lyan aqueous dispersion of microfibrils and/or microcrystals of a fibrillar 
urganic substance ticlccLcd from ihc group ^mplfeSij^ cellulose, chitin, and 
poly^acchflridftfi ai . inh n t i ft 1 ^ 1 gl i ii^in, P - 1 — > 3 lylon ond P 1 — mr^nn^^nj k mix.H 
with a compound possessing a hydropliilic pait and a hydiophobic paii selected from 
the group x;ompris *qg a surfactant* a stabilizing polymer, a co-surtactant or mixtures 
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thereof, tfafi-sa id fiurfartant and the said s Tabilkuij^ pulyrnfef being afe> Jtrinc cl in Claim 6,^ 



to ohtain an aqueous Jbpcisiuii uf mioTefibrils mifor of m i erocry stais oi Uic 
(jiibw^aid-fflsril^^ org anic suhKtanC^ ii& fleflned ACCuidliig to aiy one of llic Claii nj ; TO R > 

^^^^ 

(2)\thc water iSL.£liEi»&iMd from the aqueous dispersion as obtained in the 
preceding stage to obtain a dry mixture of surfacumt and/or of stabilizing polymer and 
p ofl^bly -^^^ ol ^-surfactant, and a fibrillar organic substance selected fiom the group 
^oM^Si^ rellulose, chitin, and polysaccharides mrfi rtr p t g^'Tnnjt p 1^^"-^ 

(^)ftne mixture as oblained in the preceding stage 1^ Higpfgeeri in an organic; 
solvent until a dioper s ion ifi obtained . 

11. Ji method ofprepiixuUon ? accogding4 e Claim 10, nharnrtfirizetl tfrttmr 

(1) on aqueous dispersion of microfibrils aiiU/or of microcrystak of cellulnse Is 
mixed with a surfactant selected fiom the group edfiipnstng BNA, polyoxycthylen© 
sorbitar trioleate^didecyldimctliyl ammonium bromide, 

the weight ratio between (a) the said surfactant aiid (b) the said xnicroftbrils and/nr 
microcrystals of cellulose varying from about 0. 1 :1 to about 20:1, to obiaiii m aqueous 
colloidal dispersion of microfibrils and/or of microcrystals of cellulose A^-4efincd-N 
a€CQixiingJ£iJU3y-03a&-of^^ 

(2) the walci is eliminated from the aqueous dispersion as obUained in the 
preceding stage to obtain a dry mixture of surfaetant and cellulosej the said mixrure 
containing from about 5 wt.% to about 95 wt.% of surfactant relative to the total weight 
of the mixture, md from about 5 wt,% to about 95 wL% of cellulose relative lu tiic total 
weight of the mixture. 

(3) the mixture as obtained in the preceding stage is dispersed in an organic 
solvent ^Jlefinsdi ft - Gliiim 4 ; 

until a dispersion of cellulose microfibrils and/or microcrystals is obtained for 
which the percentage by weight of Adsorption between the said surfactant and Uic said 

cellulose micfvfibrils and/or mierociystals varies from about 0.1 to about 20, an^f 

ftap.ri!>iiy from a|.^ut ^} y about^. 
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12. Use of a 
prcparaliuu, 
Soystals 



the Claims 1 to 9, for the 
^Jitaixiing cellulose microfibrils aiid/or 



13- Ajl^^gaak^^ \'v^^^^^ 



ebMacte rizod in that it contains ; c^pi^s,^ 

microcrystals and/or microfibriU of a fibrillar organic substance selected from 
the group comprising cellulose, chitm, and polysaccharides such ae p 1 -» 3 glucm , 
3 xylan a nd p 1 ^ 4 mann^n , 

- a cumpuuiid pussic^^i^iiig a hyUrophilic pait and a hydrophobic pait selected 
from the group tynipn ES iffig a surfactant* a stabihzing polymer, a co-surfactant g fs - thei r 



mixtures, th'i^ ff' ^ iV^ i?Vrf?^tQTr^f^ qwH cf||K i1iam p p nly mAr ItflinfY Aft^r^nA in CUm fi nnH ■ 

the fj-rfi dp? ^T^irr i Mitnl Vin a ^I^Frf^'^ iv "T^ lfrr^ 

14. A drv mixture of surfactant and^or of stabilizing polymer and ^ 
co-surfaccani» and of a fibrillar orj^anic substance i>clcclcd frum the group ^^yfBi p 
cellulose, chitin, and polysflccharides ^irh ni P 1 H gli i rnn, p irylftn affl P 1 vl 

-- iri'fc JMUTI "Vlt 



1§, A method of >jir|pofntiQ^i iC a f a dry mixture ^wfcorBing to Claim 14, 
chaLactfa tgcd iaihat^ 

(l)jan aqueous dispersion of nu^ofibrils aiia/or microcrystals of a fibrillar 
organic substance selected from the gi^Qj^ comprising ceUulose, chitin, and 



polysaccharides ituch p 1 ^ glnranj^ 
with a compound possessing a hy( 
the grou^ 



ilic part andXJiydrophobic part selected from 
a surfactpifit, a stabilizing polym^^sa co-surfactant ^^mixtures 
thereof ^e s aid s urfactanrMiM the said st a bihziBg polymer bcmg;;a! ! t defined iii Cluiin 6 , 
aadJhg. gaid co - ffurfacj;i(nt b e ing a^HiKfii i etl in Cigi tn 7, 

to obtain ^afi aqueous dispersion of microfibrils and/or micro^i^stals of the 
aforesaid fibrillar organic substanc^ as- defined actuiding to any ono of Gul 

(2) I the water ks eliminate d from the aqueous dispersion as obtained in tHfc 
preceding stage to obtain the aforesaid mixmre. 
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DISPERSION OF MICROFIBRILS AJ>fD/OR OF MICROCRYSTALS, 
ESPECIALLY OF CELLULOSE, IN AN ORGANIC SOLVENT. 



The present invention relates to a dispersion of microfibrils and/or of 
microcrystals, especially of cellulose, in aa organic solvent. 

Native cellulose occurs in the form of microcrystals and/or of very elongated 
microfibrils, often organized as fibres. This cellulose can be found in plants, but also in 
certain fimgi, bacteria, amoebae and even some marine animals. 

Acid hydrolysis of cellulose in an aqueous medium leads to stable aqueous 
colloidal suspensions of individual microcrystals [1]. 

Treatment of primary or secondary plant walls in a homogenizer also makes it 
possible to obtain stable aqueous suspensions of microfibrils and/or of microcrystals of 
cellulose that are more or less separate. Description of the production of these 
suspensions of cellulose in water forms the subject of numerous patents [2, 3]. 

More particularly, we talk of microcrystals in the case of individual crystalhtes 
resulting from acid hydrolysis and, of microfibrils in the case of a treatment of 
homogenization of primary or secondary walls of plants, hi both cases it is a question of 
elongated crystals of cellulose in which the macromolecular chains are aligned relative 
to the crystal's major axis. 

Depending on the origin of the cellulose, the lateral dimensions of the 
microcrystals and/or microfibrils can vary fi:om 2 nm to 50 nm. The lengths of the said 
microcrystals and/or microfibrils can greatly exceed one micron. 

Depending on the origin of the cellulose (for example cotton) and the 
concentrations used (for example high concentrations, varying between 2 and 10% 
w/w), stable colloidal dispersions of cellulose in water are organized in the form of a 
hquid crystal of the cholesteric type [4], the spacing of which cm vary from 80 to 10 
Jim, depending on the operating conditions employed [5]. 

In the case of microfibrillar cellulose (beet parenchyma for example), we do not 
observe a mesophase (organization as a liquid crystal), but the formation of gels having 
very good rheological properties [6]. The ranges of concentrations for which a 
suspension of microfibrils and/or of microcrystals becomes a gel vary depending on the 
origin and the purification treatment, but are of the order of 1 % of dry matter. 



The fields of application of cellulose microcrystals and/or microfibrils are very 
varied. The following applications may be noted in particular: 

• Manufacture of composites: most of the synthetic polymers are only soluble in 
organic solvents; thus, the application of cellulose microcrystals and/or microfibrils is 
limited to latex [7] or to water-soluble resins [26], and for example to cellulose acetate 
in the case of surface-modified microcrystals [15]. 

• Thickener: just as in the case of composites, applications as thickener are 
limited to aqueous media; thus, we may mention the use of cellulose microfibrils md^or 
microcrystals for the production of oil-field drilling fluid (drilling muds) [9], or for 
improving processed foodstuffs [12]. 

We may also mention the use of cellulose microcrystals and/or microfibrils for 
making paper with variable optical properties [8], for the preparation of cosmetic or 
dermatological compositions [10], for the manufacture of descaling formulations [11], 
and in the field of pharmacy, personal hygiene products and foodstuffs [13]. 

All of the properties and appUcations of cellulose microcrystals and/or 
microfibrils mentioned above are due to the very high form factor of these objects (i.e. 
the ratio of length to width is high, typically over 10), and to their good dispersion in the 
usage medium. 

However, until now it has only been possible to obtain dispersions of cellulose 
microfibrils and/or microcrystals in water or in very polar solvents (glycerol, ethylene 
glycol, DMSO etc.) [14]. 

In fact, when we try to disperse cellulose microcrystals and/or microfibrils in 
organic solvents, especially apolar ones (toluene, cyclohexane etc.) or solvents that are 
slightly polar, there is very rapid flocculation of the cellulose, until very large 
aggregates are formed, which sediment in the solvent. Aggregation mainly arises from 
the hydrophihc nature of cellulose, which promotes interactions between microcrystals 
and/or between microfibrils by hydrogen bonds and hampers interactions with the 
solvent. 

One possible approach for making cellulose microcrystals and/or microfibrils 
compatible with an organic solvent is chemical modification of the surface of the 
cellulose to make it hydrophobic and thus compatible with the medium into which it is 
to be transferred. 

However, this technique of chemical modification is difficult to implement. In 
fact, as we only wish to modify the surface of the cellulose while preserving the 



structure, the crystallinity and the state of dispersion, chemical modification has to be 
carried out in a controlled manner. Thus, it has been possible to obtain surface-modified 
cellulose microfibrils for which at least 25% of the hydroxyl groups present on the 
surface of the microfibril are esterified by acetic acid [15]. This surface modification of 
cellulose by acetylation only permits a priori dispersion in fairly polar media and, in the 
case cited, only permits dispersion of microcrystals of acetylated cellulose in cellulose 
acetate, to produce composite materials. 

Thus, the techniques of chemical modification are still little developed and are 
difficult on this type of substrate, and as things stand at present they do not permit the 
dispersion of cellulose in organic solvents, and especially apolar or slightly polar 
organic solvents. 

Furthermore, stable dispersions of cellulose microcrystals and/or microfibrils in 
an aqueous phase £«:e of such a nature that, once dried, the said cellulose microcrystals 
obtained from these dispersions can no longer be redispersed owing to the irreversibiHty 
of the formation of hydrogen bonds between the microcrystals and/or microfibrils. 

Several patents relate to surface modification [17] of these cellulose microcrystals 
and/or microfibrils or to addition of an additive [18, 19]. More particularly, the said 
patents [17, 18 and 19] relate to preparations of cellulose microfibrils and/or 
microcrystals that can be redispersed in water after drying. However, the preparations of 
cellulose microfibrils and/or microcrystals described in the said patents [17, 18 and 19] 
cannot be redispersed in organic solvents. 

Chitin also occurs in the form of microcrystals and/or microfibrils. 

Chitin is a structural polymer that occurs in the shell of insects and Crustacea, and 
in certain fimgi and microorganisms, its chemical structure being that of a 
polysaccharide consisting of p 1 ~> 4-linked N-acetyl-D-glucosamine residues. 

Just as for cellulose, acid hydrolysis of chitin in an aqueous medium leads to 
stable aqueous colloidal suspensions of individual microcrystals [1]. 

The crystalhtes of chitin, just like those of cellulose, can also be organized in the 
form of a liquid crystal of the cholesteric type [22]. 

In its microcrystalline form, the said polysaccharide has essentially been the 
subject of university publications [1, 22]. In addition, there is a patent [23] that 
describes the preparation of chitin powder with the aid of phosphoric acid. 

Regarding the production and treatment of aqueous dispersions of microcrystals 
and/or microfibrils of chitin, the only difference from aqueous dispersions of 
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microcrystals and/or microfibrils of cellulose is that colloidal stabilization is due to 
partial deacetylation on the surface of the chitin to chitosan. The presence of NHs"*" 
groups ensures tiiat flocculation does not occur. 

So far, however, only aqueous dispersions of chitin can be obtained, or 
dispersions in very polar solvents (glycerol, ethyleneglycol, DMSO etc.). 

Polysaccharides such as p 1 -> 3 glucan, p 1 -> 3 xylan and p 1 -> 4 mannan 
have in common a fibrillar structure similar to that of cellulose or of chitin. Thus, the 
said polysaccharides also occur in the form of microcrystals and/or microfibrils [24, 
25]. 

So far, however, only aqueous dispersions of polysaccharides such as p 1 -> 3 
glucan, P 1 --^^ 3 xylan and P 1 -> 4 mannan can be obtained. 

One of the aims of the present invention is to supply suspensions or dispersions of 
microfibrils and/or of microcrystals, especially of cellulose or of any other fibrillar 
organic substance, in the organic solvents for which the said suspensions or dispersions 
had until now been impossible to produce. 

Another aim of the present invention is to supply stable suspensions or dispersions 
of cellulose microfibrils and/or microcrystals in organic solvents, especially apolar or 
slightly polar ones, without chemical modification of the cellulose. 

Another aim of the present invention is to supply aqueous dispersions or 
suspensions of microcrystals and/or microfibrils, especially of cellulose, which once 
they have been dried could be redispersed in water or in an organic solvent, while 
preserving their properties coimected with dispersion. 

The present invention relates to a colloidal dispersion, in an organic solvent, of 
microfibrils and/or of microcrystals of a fibrillar organic suiDstance chosen firom the 
group comprising cellulose, chitin, and polysaccharides such as p 1 3 glucan, 
P 1 3 xylan and p 1 4 mannan, in addition containing at least one compound 
possessing a hydrophilic part and a hydrophobic part. 

The present invention relates, generally, to any fibrillar organic substance that is 
in the form of microcrystals and/or microfibrils that forms, in an organic solvent and 
outside of the scope of the invention, rapid flocculation until aggregates of a large size 
are obtained, which sediment in the organic solvent. 

Now it was foimd according to the invention that the presence of a compoimd 
possessing a hydrophilic part and a hydrophobic part made it possible to obtain non- 
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flocculent dispersions of microcrystals and/or of microfibrils of the said organic 
substances in organic solvents. 

The expression "colloidal dispersion" denotes a dispersion of solid particles in a 
liquid medium, the particles having characteristic sizes varying from about 1 nm to 
5 1000 nm. 

Hereinafter, the expression "colloidal dispersion" has the same meaning as the 
expression "colloidal suspension". 

The expression "microfibril" means that we are dealing with an extremely long, 
slender element made up of macromolecular chains aligned in the direction of the fibre. 
10 The said microfibrils are in the form of filaments. 

As an example, in the case of polysaccharides, the said element has a diameter 
^ ^ varying from 2 to 50 nm and a length greater than 1 jam. 

Q The expression "microcrystals" means that we are dealing with crystals of 

y. microscopic size consisting of macromolecular chains oriented in the direction of the 

^5 fibre. 

^^^^ 

m In the case of polysaccharides, the microcrystals have diameters varying from 2 to 

50 nm and lengths of the order of a micron, and are in the form of rods, 
S*l The essential difference between the microfibrils and/or the microcrystals is that 

r| the latter are of a finite size (generally below 1 |am) whereas the microfibrils can be 

5;|0 very long. 

f 11 The microfibrils and/or microcrystals of celhilose according to the invention can 

be of any origin, for example of plant, bacterial, animal, fungal or amoebic origin. 

As an example of animal sources of cellulose, we may mention the animals of the 
Tunicata family. 

25 Examples of plant sources of cellulose are wood, cotton, flax, ramie, certain algae, 

jute, food-processing wastes and the Uke. 

Chitin microfibrils and/or microcrystals may be of animal or fungal origin. 
As examples of animal sources, we may mention the Crustacea (crabs, prawns, 
lobsters etc.), and certain insects (cockchafers, beetles etc.). 
30 As examples of fungal sources of chitin, we may mention fungi and yeasts. 

Microfibrils and/or microcrystals of polysaccharides, such as p 1 3 glucan, 
P 1 -> 3 xylan and p 1 ^ 4 mannan, may be of plant or fungal origin. 



As an example of a plant source, we may mention in particular, for p 1 3 xylan, 
certain algae [24]. For p 1 -> 4 mannan we may also mention certain algae, as well as 
the ©Qdosperm of seeds of terrestrial plants [25]. 

As examples of fimgal sources of polysaccharides, we may mention in particular, 
for p 1 3 glucan, certain fungi and certain yeasts [24]. 

The production of microfibrils and/or of microcrystals of polysaccharides, such as 
P 1 ^ 3 glucan, p 1 -> 3 xylan and p 1 4 mannan, from natural elements depends on 
the manner of treatment and purification. 

An advantageous colloidal dispersion according to the invention is characterized 
in that the compound possessing a hydrophilic part and a hydrophobic part is selected 
from the group consisting of a surfactant, a stabilizing polymer, a co-surfactant or their 
mixtures, and especially a mixture of surfactant and co-surfactant. 

When the compound possessing a hydrophilic part and a hydrophobic part is a 
surfactant and/or a stabilizing polymer, the said compound can be used alone, or mixed 
with a co-surfactant. 

When the compound possessing a hydrophiUc part and a hydrophobic part is a co- 
surfactant, the latter is always used with a surfactant and/or a stabihzing polymer. 

According to the invention, the expression "stabilizing polymer" also 
encompasses the expression "stabilizing copolymer". 

According to an advantageous embodiment, the invention relates to a colloidal 
dispersion as defined above of cellulose microfibrils and/or microcrystals in an organic 
solvent. 

According to another advantageous embodiment, the colloidal dispersion is 
characterized in that the organic solvent has a dielectric constant less than or equal to 
about 37.5, and/or in that the organic solvent is selected from the group comprising: 

- aliphatic hydrocarbons having from about 5 to about 20 carbon atoms, in 
particular pentane, hexane, heptane, octane, dodecane or cyclohexane, 

- aromatic hydrocarbons, especially xylene, toluene or decalin, 

- chlorine-containing solvents, especially chloroform, dichloromethane, carbon 
tetrachloride, dichloroethane, 

- ketones having from about 3 to about 10 carbon atoms, in particular acetone or 
methyl ethyl ketone, 
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- polymerizable vinylic compounds, especially the methacrylates and acrylates 
of alkyls having from about 1 to about 10 carbon atoms, styrene, vinyl acetate, 

- epoxides, especially those with an aliphatic chain having from about 1 to about 
10 carbon atoms, and/or an aromatic chain, diepoxides, triepoxides and/or 

5 tetraepoxides, 

- primary, secondary or tertiary amines, especially those with an aliphatic chain 
having from about 1 to about 10 carbon atoms and/or an aromatic chain, diamines, 
triamines or tetramines, 

- alkyl -acetates having from about 1 to about 10 carbon atoms, especially 
10 methyl, ethyl, propyl or butyl acetates, 

- ethers with an alkyl chain having from about 1 to about 20 carbon atoms or an 
|4= aromatic chain such as ethyl ether or benzyl ether, 

|| - aldehydes, carboxylic acids and^r their acylated derivatives and anhydrides, 

H polyacids with an alkyl chain havmg from about 1 to about 20 carbon atoms or an 

y|5 aromatic chain such as acetaldehyde, acetic acid, maleic anhydride, benzaldehyde, 

J4I ~ primary^ secondary or tertiary alcohols, especially those with an aliphatic chain 

^ having from about 1 to about 10 carbon atoms, and/or an aromatic chain, the 

£4 polyalcohols, in particular methanol, ethanol, isopropanol, butanol or benzyl alcohol, 

Jl; - tetrahydrofiiran (THF), pyridine, dimethylfbrmamide (DMF), dimethyl- 

j|o acetamide (DMAc), 

f||. 

- mmeral and/or organic oils, of synthetic or natural origin, such as siUcone oils 
or vegetable oils, 

or their mixtures. 

The dielectric constant of a solvent can be used for measuring its polarity. Among 
25 the organic solvents with a dielectric constant less than or equal to about 37.5, we may 

mention in particular those selected from the group comprising dioxan, benzene, carbon 
disulphide, dimethoxymethatie, diethylamine, phenyl oxide, piperidine, dimethoxy-1,2- 
ethane, quinoline, phenol, liquid ammonia, hexamethylphosphoric triamide (HMPT), 
diethyleneglycol, N-methyl-pyrrolidone, nitromethane or acetonitrile. 
30 According to an advantageous embodiment, the organic solvent according to the 

invention is selected from the group comprising apolar or very slightly polar organic 
solvents, whose dielectric constant is less than or equal to about 12.4, such as 
tetrahydrofiiran (THF), pyridine, ethyl ether, ethyl acetate, cyclohexane, toluene, acetic 
acid, dichloromethane or carbon tetrachloride. 
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According to another advantageous embodiment, the organic solvent according to 
the invention is selected from the group comprising the more polar solvents, whose 
dielectric constant is greater than or equal to 20.7, such as acetone, methanol, ethanol or 
dimethylformamide (DMF). 

As examples of epoxides, diepoxides, triepoxides or tetraepoxides, we may 
mention in particular those that can be used for the production of epoxide networks, 
such as the diepoxide Diglycidyl Ether of Bisphenol A. 

As examples of diamines, triamines or tetramines, we may mention in particular 
those that can'.be used as hardener in the production of epoxide networks, such as the 
diamine DiaminoDiphenylMethane (DDM). 

The organic solvents listed above are only given as examples, and in no way limit 
the present invention. Thus, in general, any organic solvent that can be used in organic 
synthesis, or is capable of being polymerized, polycondensed or of serving as precursor 
of thermosetting resins, forms part of the invention. 

According to an advantageous embodiment, in the colloidal dispersion of the 
invention, the quantity of cellulose varies from about 0.01 wt.% to about 50 wt.%, 
relative to the total weight of the dispersion. 

According to an advantageous embodiment, in the colloidal dispersion of the 
invention, the compoxmd that has a hydrophilic part and a hydrophobic part is: 

(a) a sxirfactant possessing: 

- a hydrophilic part, which is capable of being adsorbed on the microfibrils 
and/or microcrystals of the fibrillar organic substance selected from the group 
comprising cellulose, chitin, and polysaccharides such as p 1 ^ 3 glucan, p 1 ^ 3 
xylan and p 1 ~> 4 mannan, and containing for example oxyethylene groups, 

- a hydrophobic part, containing for example a carbon chain having at least 6 
carbon atoms, aromatic or non-aromatic, and capable of interacting with the solvent, 

the said surfactant being selected in particular from the group comprising 

* cationic surfactants, for example from the family of the quatemary ammonium 
alkyls containing from about 1 to about 2 alkyl substituents, having from about 
6 to about 20 carbon atoms, such as didecyldimethylammonium bromide, 

* anionic surfactants, for example from the polyoxyalkylenated alkarylphenol 
phosphoric esters, whose alkyl substituent contains from about 1 to about 12 
carbon atoms, and from about 5 to about 25 oxyalkylene units having from 



about 1 to about 4 carbon atoms, and in particular oxyethylene, oxypropylene 
oxybutylene units, for example BNA, a mixture of phosphoric acid ester 
and diester with an alkaryl chain, whose alkyl substituent contains 9 carbon 
atoms and 9 oxyethylene units, 

* amphoteric surfactants having a quaternary ammonium group and an anionic 
phosphoric group, for example from the family of the phospholipids, such as 
egg or soya lecithin, 

* neutral surfactants, for example from the family of those containing a sorbitol 
unit, and one to about 3 polyoxyethylene chains, one to about 3 fatty chains 
having, from about 12 to about 30 carbon atoms, and especially 18 carbon 
atoms, such as polyoxyethylene (20) sorbitan trioleate, 

(b) or, a stabilizing polymer possessing from about 5 to about 200 hydrophilic 
units and from about 10 to about 200 hydrophobic xmits, especially those having a 
molecular weight below 20000, such as ethylene oxide-propylene oxide block 
copolymers. 

The expression "hydrophobic part capable of interacting with the solvent" 
signifies that the said part is chemically compatible with the solvent, in the sense of the 
solubiUty parameters. Thus, two compounds are chemically compatible when their 
solubility parameters are sufficiently similar, i.e. when the difference between the said 
solubihty parameters, expressed in (calories/cm^)^^^, is less than or equal to 3. 

According to another advantageous embodiment, the colloidal dispersion of the 
invention contains, in addition to the surfactant, a co-surfactant possessing: 

- a hydrophilic part that is compatible with the hydrophilic part of the compound 
possessing a hydrophilic part and a hydrophobic part as defined above, and especially 
with the hydrophilic part of the surfactant or of the stabihzing polymer as defined 
above, 

- a hydrophobic part that is compatible with the hydrophobic part of the 
compound possessing a hydrophilic part and a hydrophobic part as defined above, and 
especially with the hydrophobic part of the surfactant or of the stabilizing polymer as 
defined above, 

the co-surfactant making it possible moreover for the microfibrils and/or 
microcrystals of the fibrillar organic substance as defined above to be rendered 
compatible with the organic solvent. 
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the said co-surfactant being selected in particular from the group comprising 
alcohols having from about 4 to about 18 carbon atoms, carboxylic acids having from 
about 4 to about 18 carbon atoms, aldehydes having from about 4 to about 18 carbon 
atoms or amines having from about 4 to about 18 carbon atoms. 

The expression "co-surfactant making it possible for the microfibrils and/or 
microcrystals of cellulose to be rendered compatible with the organic solvent" signifies 
that when the suspension or dispersion is not sufficiently stable, use of the co-surfactant 
makes it possible to stabilize it in certain cases. 

As examples of alcohols, in particular we may mention hexanol, pentanol, 
heptanol, octanol, dodecanol, benzyl alcohol etc. 

As examples of carboxyhc acids, in particular we may mention caproic, butyric, 
benzoic acids etc. 

As exMiples of aldehydes, in particular we may mention benzaldehyde, pentanal 

etc. 

As examples of amines, in particular we may mention hexylamine, octylamine, 
benzylamine etc. 

The compoimds possessing a hydrophilic part and a hydrophobic part hsted 
hereunder are only given as examples, and in no case do they limit the present 
invention. Thus, in general, any compound possessing a hydrophilic part and a 
hydrophobic part forms part of the invention. 

An advantageous colloidal dispersion of the invention is characterized in that it 
contains: 

- cellulose microfibrils and/or microcrystals, in a quantity varying from about 
0.01 wt.% to about 50 wt.% relative to the total weight of the. dispersion, and especially 
from about 0.1 wt.% to about 30 wt.%, 

- an organic solvent as defined above, in a quantity varying from about 50 wt.% 
to about 99.9 wt.% relative to the total weight of the dispersion, 

- a surfactant as defined above, in a quantity varying from about 0.01 wt.% to 
about 50 wt.% relative to the total weight of the dispersion, 

- and if necessary a co-surfactant as defined above, in a quantity varjning from 0 
wt.% to about 20 wt.% relative to the total weight of the dispersion. 

Advantageously, the colloidal dispersion of the invention has at least one of the 
following properties : 

- it does not form aggregates (it is non-flocculent). 
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- it is birefringent in shear, 

- it is stable for periods ranging from at least one minute to at least 12 months. 
In the case of sedimentation of the colloidal dispersions of the invention, the 

properties of birefringence in shear of the said dispersions can be restored by simple 
mechanical agitation. 

The colloidal suspensions or dispersions according to the invention exhibit all the 
physical characteristics of suspensions in water: 

- birefringence in shear, 

- same'state of dispersion as the starting aqueous suspensions, 

~ possibility of obtaining gels or hquid crystals depending on the origin of the 
microfibrils and/or microcrystals of the organic substances, having good rheological 
properties. 

The criteria for verifying that the colloidal dispersion according to the invention is 
stable are: 

- observation of the individual crystallites in transmission electron microscopy, 
and/or 

- birefringence in shear, and/or 

- the formation of cholesteric phases at high concentrations (as in the case of 
cotton), which is only possible in the case of good dispersion of the microcrystals and/or 
microfibrils. 

These criteria are ftilfiUed for all the colloidal dispersions according to the 
invention. 

The invention also relates to a method of preparation of colloidal dispersions as 
defined above, characterized in that: 

(1) an aqueous dispersion of microfibrils and/or of microcrystals of a fibrillar 
organic substance selected from the group comprising cellulose, chitin, polysaccharides 
such as p 1 -> 3 glucan, p 1 -> 3 xylan and p 1 4 mannan, is mixed with a compound 
possessing a hydrophilic part and a hydrophobic part, selected from the group 
comprising a surfactant, a stabilizing polymer, a co-surfactant or mixtures thereof, the 
said surfactant, stabilizing polymer or co-surfactant being as defined above, 

to obtain an aqueous colloidal dispersion of microfibrils and/or of microcrystals of 
the aforesaid fibrillar organic substance, 

(2) water is eliminated from the aqueous dispersion as obtained in the preceding 
stage, to obtain a dry mixture of surfactant and/or of stabilizing polymer, and possibly 
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of co-surfactant, and a fibrillar organic substance selected from the group comprising 
cellulose, chitin, polysaccharides such as (3 1 3 glucan, p 1 ~-> 3 xylan and p 1 ^ 4 
mannan, 

(3) the mixture as obtained in the preceding stage is dispersed in an organic 
solvent until a dispersion is obtained. 

According to an advantageous embodiment, the invention relates to a method of 
preparation of colloidal dispersions defined above, characterized in that: 

(1) an aqueous dispersion of microfibrils and/or of microcrystals of cellulose is 
mixed with a- surfactant selected from the group comprising BNA, polyoxy ethylene 
sorbitan trioleate or didecyldimethyl ammonium bromide, 

the weight ratio between (a) the said surfactant and (b) the said microfibrils and/or 
microcrystals of cellulose varying from about 0.1:1 to about 20:1, to obtain an aqueous 
colloidal dispersion of microfibrils and/or microcrystals of cellulose, 

(2) the water is eliminated from the aqueous dispersion as obtained in the 
preceding stage to obtain a dry mixture of surfactant and cellulose, the said mixture 
containing from about 5 wt.% to about 95 wt.% of surfactant relative to the total weight 
of the mixture, and from about 5 wt.% to about 95 wt,% of cellulose relative to the total 
weight of the mixture, 

(3) the mixture as obtained in the preceding stage is dispersed in an organic 
solvent as defined above, until a dispersion of microfibrils and/or microcrystals of 
cellulose is obtained, for which the degree of mass adsorption between the said 
surfactant and the said cellulose microfibrils and/or microcrystals varies from about 0.1 
to 20, and especially from about 0.1 to about 5. 

The aqueous dispersions or suspensions of cellulose microcrystals, used at the 
start of stage (1) described above, before mixing with the compound possessing a 
hydrophiUc part and a hydrophobic part, can be prepared by acid hydrolysis following 
the procediu-e described in several pubhcations [1, 4]. The microfibrils are obtained by 
the usual methods of homogenization [2] or any other method by which it is possible to 
obtain non-flocculent suspensions in water. 

During stage (1), the compoimd possessing a hydrophilic part and a hydrophobic 
part is mixed by simple stirring with the aqueous dispersion or suspension of 
microfibrils and/or microcrystals of organic substances, and especially of cellulose. 

The quantities used between (a) the said compound possessing a hydrophihc part 
and (b) the said microfibrils and/or microcrystals, especially of cellulose, depend on the 
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origin of the microcrystals and/or microfibrils. There is, however, a critical 
concentration that depends on the origin of the cellulose, below which the dispersion or 
suspension obtained is flocculent, which is for example about 2:1 as the mass ratio of 
surfactant and cellulose for cotton and about 3 : 1 for tunicates. 

An excess of compound possessing a hydrophilic part and a hydrophobic part, 
especially of surfactant, does not hamper dispersion. 

The initial concentration by weight of the aqueous suspensions or dispersions is 
not a decisive parameter and can vary from 0.1 per cent to several per cent. The 
criterion for selection is the obtaining of a suspension or dispersion whose viscosity is 
not too high to permit homogeneous mixing of the two substances (i.e. aqueous 
dispersion + compound possessing a hydrophilic part and a hydrophobic part). 

Stage (2) of elimination of the water from the mixture described previously 
(aqueous dispersion + compound possessing a hydrophiUc part and a hydrophobic part) 
is carried out by drying or freeze-drying. It can also be carried out by solvent exchange. 

Stage (3) of dispersion in the organic solvent described previously is carried out 
by simple agitation or sonication of the dry mixture obtained at the end of stage (2). 

The measured degrees of mass adsorption depend on the surfactant and on the 
origin of the microcrystals and/or microfibrils. 

The method according to the invention therefore makes it possible, through the 
use of a compound possessing a hydrophiUc part and a hydrophobic part, to disperse 
microfibrils and/or microcrystals, especially of cellulose, in organic solvents, especially 
ones that are apolar or slightly polar. 

Relative to the method of chemical modification of the surface of cellulose cited 
previously, the method of the invention does not require a controlled chemical reaction, 
requiring very restricting operating conditions. According to the invention, the 
compounds used that possess a hydrophiUc part and a hydrophobic part, in particular 
surfactants, can be of industrial grade; moreover, implementation of the method is very 
simple. The manufacturing cost of the method according to the invention is therefore 
well below that of the method of chemical modification known until now. 

According to another embodiment, the invention also relates to a method of 
preparation of colloidal dispersions as defined above, characterized in that: 

(a) the following compounds are mixed together: 

- an aqueous dispersion of microfibrils and/or microcrystals of a fibrillar organic 
substance as defmed above, 
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- a compound possessing a hydrophilic part and a hydrophobic part, selected 
from the group comprising a surfactant, a stabilizing polymer, a co-surfactant or 
mixtures thereof, as defined above, 

- aa organic solvent as defined above, 

(b) the mixture obtained in the preceding stage is allowed to settle until there is 
separation of two phases: an organic phase and an aqueous phase, 

(c) tiie said organic phase is recovered, which contains the microfibrils and/or 
microcrystals of the said fibrillar organic substance coated with the compound 
possessing a hydrophilic part and a hydrophobic part, and dispersed in the organic 
solvent. 

The aqueous colloidal dispersion of microfibrils and/or microcrystals as obtained 
at the end of stage (1), after mixing with the compound possessing a hydrophiUc part 
aad a hydrophobic part, is novel. 

The invention therefore also relates to an aqueous colloidal dispersion of 
microfibrils and/or microcrystals of a fibrillar organic substance selected from the group 
comprising cellulose, chitin, polysaccharides such as p 1 3 glucan, (3 1 3 xylan 
and p 1 -> 4 mannan, characterized in that it additionally contains at least one 
compound possessing a hydrophilic part and a hydrophobic part selected from the group 
comprising a surfactant, a stabilizing polymer, a co-surfactant, or mixtures thereof, 

* the said surfactant possessing: 

- a hydrophilic part, capable of being adsorbed on the microfibrils and/or 
microcrystals of the fibrillar organic substance selected from the group comprising 
cellulose, chitin, polysaccharides such as P 1 -> 3 glucan, p 1 -> 3 xylan and p 1 -> 4 
matman, and containing for example oxyethylene groups, 

- a hydrophobic part, containing for example a carbon chain having at least 6 
carbon atoms, aromatic or non-aromatic, and capable of interacting with the solvent, 

the said surfactant being selected in particular from the group comprising 

* cationic surfactants, for example from the family of quaternary ammonium 
alkyls containing from about 1 to about 2 alkyl substituents, having from about 
6 to about 20 carbon atoms, such as didecyldimethyl ammonium bromide, 

* anionic surfactants, for example from the family of polyoxyalkylenated 
alkarylphenol phosphoric esters, the alkyl substituent of which contains from 
about 1 to about 12 carbon atoms, and from about 5 to about 25 oxyalkylene 
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units having from about 1 to about 4 carbon atoms, and especially oxyethylene, 
oxypropylene and oxybutylene units, for example BNA, a mixture of ester and 
diester of phosphoric acid with an alkaryl chain, whose alkyl substituent 
contains 9 carbon atoms and 9 oxyethylene units, 

* amphoteric surfactants possessing a quatemary ammonium group and an 
anionic phosphoric group, for example from the family of the phospholipids, 
such as egg or soya lecithin, 

* neutral surfactants, for example from the family of those containing a sorbitol 
unit, and one to about 3 polyoxyethylene chains, one to about 3 fatty chains 
having from about 12 to about 30 carbon atoms, and especially 18 carbon 
atoms, such as polyoxyethylene (20) sorbitan trioleate, 

♦ the said stabilizing polymer possessing from about 5 to about 200 hydrophilic 
units and from about 10 to about 200 hydrophobic units, especially those having a 
molecular weight below 20000, such as ethylene oxide-propylene oxide block 
copolymers, 

♦ the said co-surfactant possessing: 

- a hydrophilic part that is compatible with the hydrophilic part of the compound 
possessing a hydrophilic part and a hydrophobic part as defined above, and especially 
with the hydrophilic part of the surfactant or of the stabilizing polymer as defined 
above, 

- a hydrophobic part that is compatible with the hydrophobic part of the 
compound possessing a hydrophilic part and a hydrophobic part as defined above, and 
especially with the hydrophobic part of the surfactant or of the stabilizing polymer as 
defined above, 

and making it possible for the microfibrils and/or microcrystals of the fibrillar 
organic substance as defined above to be rendered compatible with the organic solvent, 

the said co-surfactant being selected in particular from the group comprising 
alcohols having from about 4 to about 18 carbon atoms, carboxylic acids having from 
about 4 to about 18 carbon atoms, aldehydes having from about 4 to about 18 carbon 
atoms or amines having from about 4 to about 18 carbon atoms. 

According to an advantageous embodiment, the invention relates to an aqueous 
colloidal dispersion as defined above, of microfibrils and/or microcrystals of cellulose. 
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According to another advantageous embodiment, the aqueous colloidal dispersion 
is characterized in that the weight ratio between (a) the surfactant and the co-surfactant 
if present, and (b) the cellulose, varies from about 0,1:1 to about 20:1, and is in 
particular from about 1 : 1 to about 6:1. 

An advantageous colloidal dispersion of the invention is characterized in that it 
contains: 

- microfibrils and/or microcrystals of cellulose, in a quantity varying from about 
0.01 wt.% to about 50 wt.% relative to the total weight of the dispersion, 

- a surfactant, and possibly a co-surfactant, in a quantity varying from about 0.01 
wt.% to about 50 wt.% relative to the total weight of the dispersion, the said surfactant 
being selected in particular from the group comprising BNA, polyoxyethylene sorbitan 
trioleate or didecyldimethyl ammonium bromide, and the said co-surfactant being in 
particular hexanol, 

- water in a quantity varying from about 50 wt.% to about 99.9 wt.% relative to 
the total weight of the dispersion, and/or a solvent selected from the group comprising 
dimethylsulphoxide, polyalcohols and especially polyethyleneglycol, glycerol. 

According to an advantageous embodiment, the aqueous colloidal dispersion of 
microfibrils and/or microcrystals according to the invention, as obtained at the end of 
stage (1) of the method of preparation as described above, i.e. after mixing an aqueous 
dispersion of microfibrils and/or microcrystals with the compound possessing a 
hydrophilic part and a hydrophobic part, can, once it has been dried, be redispersed: 

- in water, or 

- in an organic solvent. 

According to an advantageous embodiment, the invention also relates to the use of 
a colloidal dispersion of microcrystals and/or microfibrils of cellulose, of chitin or of 
polysaccharide as defined above, for the preparation of gels, liquid crystals or materials 
containing cellulose microfibrils and/or microcrystals. 

The organic solvent as defined above, included in the composition of the colloidal 
dispersions of the invention, can be thickened and/or made more viscous by adding a 
mixture of microcrystals and/or microfibrils of a fibrillar organic substance as defined 
above, and a compound possessing a hydrophilic part and a hydrophobic part as defined 
above. 

Accordingly, the invention also "relates to an organic solvent as defined above, 
thickened and/or viscous, characterized in that it contains: 
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- microcrystals and/or microfibrils of a fibrillar organic substance selected from 
the group comprising cellulose, chitin, polysaccharides such as p 1 3 glucan, p 1 -> 3 
xylan and p 1 -> 4 mannan, 

- a compound possessing a hydrophilic part and a hydrophobic jpart selected 
from the group comprising a surfactant, a stabilizing polymer, a co-surfactant or 
mixtures thereof, the said surfactant, stabilizing polymer and co-suxfactant being as 
defined above. 

By way of example, we may mention mineral and/or organic oils, of synthetic or 
natural origin, -of thickened and/or viscous consistency, containing microcrystals and/or 
microfibrils of cellulose, and a surfactant selected from the group comprising BNA, 
polyoxyethylene sorbitan trioleate or didecyldimethyl ammonium bromide. 

The fields of application of the colloidal dispersions according to the invention, of 
microcrystals and/or microfibrils of cellulose, of chitin or of polysaccharide in an 
organic solvent, are in particular those mentioned previoxxsly regarding aqueous 
colloidal dispersions of microcrystals and/or microfibrils of cellulose that are already 
known, as well as other fields more specifically connected with dispersion in organic 
solvents. 

Thus, with regard for example to the manufacture of composite materials, the 
dispersion according to the invention, of microcrystals and/or microfibrils of cellulose 
in organic solvents, makes it possible to extend the method of manufacture of 
composites to polymers that are soluble in these organic solvents, which constitute the 
majority of the synthetic polymers. 

It is thus possible, according to the invention, to mix a solution of polymer with 
the dispersion of microcrystals and/or microfibrils in the same solvent and obtain a film 
in which the cellulose reinforcing elements are very well dispersed (see Example 4), 
which is one of the conditions for obtaining good reinforcement. 

Another simpler maimer of application consists of direct mixing, by kneading, of 
the polymer and the cellulose microcrystals and/or microfibrils previously coated with 
surfactants, which increases their compatibility, and hence their mixing with the matrix. 

Finally, it is possible to obtain materials by dispersion of cellulose microcrystals 
and/or microfibrils in a monomer (styrene for example), then by polymerization either 
by radical, anionic or cationic initiation, or under the action of radiation (UV, gamma, 
etc.). This application can be extended to polycondensation, for example by reaction of 
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a mixture of diacid and diamine, until a polyamide is obtained, and to the manufacture 
of thermosetting resins. 

Owing to diamagnetic anisotropy and to the presence of a charge on the cellulose 
microcrystals and/or microfibrils, the materials can also be oriented in a" magnetic or 
electric field. For a sufficiently high concentration, it is thus possible to obtain solid 
oriented liquid crystals. 

With regard to the field of ttiickeners, the present invention makes it possible to 
extend the specific thickening properties of cellulose microcrystals and/or microfibrils 
to organic solvents. 

Regarding the field of cosmetics, the present invention makes it possible to extend 
the applications of aqueous suspensions or dispersions of cellulose microcrystals and/or 
microfibrils to suspensions or dispersions in organic solvents. 

With regard to the manufacture of films with variable optical properties, the 
present invention makes it possible to obtain, by means of the organic solvent, the same 
result as in the prior art, which permits easier drying (as in the case of ether for 
example). 

The invention also relates to a dry mixture of surfactant and/or of stabihzing 
polymer and if necessary of co-surfactant, and of a fibrillar organic substance selected 
fi*om the group comprising cellulose, chitin, polysaccharides such as p 1 3 glucan, 
P 1 3 xylan and P 1 -> 4 mannan. 

The invention also relates to a method of preparation of the dry mixture defined 
above, characterized in that: 

(1) an aqueous dispersion of microfibrils and/or microcrystals of a fibrillar 
organic substance selected fi*om the group comprising cellulose, chitin, and 
polysaccharides such as p 1 3 glucan, p 1 3 xylan and p 1 ^ 4 mannan, is mixed 
with a compoimd possessing a hydrophilic part and a hydrophobic part selected from 
the group comprising a surfactant, a stabilizing polymer, a co-surfactant or mixtures 
thereof, the said surfactant and the said stabilizing polymer being as defined previously, 
and the said co-surfactant being as defined previously, 

to obtain an aqueous dispersion of microfibrils and/or microcrystals of the 
aforesaid fibrillar organic substance as defined above, 

(2) the water is eliminated from the aqueous dispersion as obtained in the 
preceding stage to obtain the aforesaid mixture. 
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The mixture defined above can be used advantageously for the preparation of 
materials containing microfibrils and/or microcrystals of cellulose. 

Description of the drawings: 

Fig. 1 shows the variation of the elastic modulus E as a fimction of temperature 
for the pure material and the material reinforced with 6 wt.% of microcrystals and/or 
microfibrils (whiskers) of cellulose firom a tunicate (see Example 4). 

The abscissa shows the temperature expressed in degrees Kelvin (K), and the 
ordinate shows the elastic modulus E expressed in Pascal (Pa). 

The black diamond symbol (♦) represents pure atactic polypropylene. 

The black square symbol (■) represents atactic polypropylene reinforced with 6 

wt.% of dispersed cellulose microcrystals or microfibrils (whiskers). 

Fig. 2 shows dynamic mechanical analysis of pure polystyrene and polystyrene 
reinforced with 2 wt.% of microcrystals fi-om a tunicate. 

The abscissa shows the temperature expressed in degrees Celsius (^C), and the 
ordinate shows the elastic modulus E expressed in Pascal (Pa). 

The open circle symbol (O) represents pure polystyrene. 

The black triangle symbol (^) represents polystyrene reinforced with 2 wt.% of 
cellulose microfibrils and/or microcrystals. 

EXAMPLES 

Example 1 : Preparation of a colloidal dispersion, stable and birefiingent in shear, 
of microcrystals of cellulose firom tunicates in toluene. 

1) Preparation of the aqueous dispersion 

The cellulose used is a cellulose of animal origin (tunicin), extracted firom the 
envelope of marine animals belonging to the Timicata family. 

a) First stage 

The tunicates are cut up coarsely and cleaned in water. 
Then they are placed in a 5 wt.% potash solution overnight. 
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The pieces of tunicates are washed for 6 hours at a temperature of 80°C in a 
mixture consisting of a solution of chlorite (17 g of NaC102 in 1 htre of distilled water), 
and an acetate buffer solution of pH = 4.5 (27 g of soda and 75 ml of acetic acid made 
up to 1 litre with distilled water). 

This solution, consisting of chlorite and acetate buffer, is replaced every two 
hours. 

This operation is repeated until the pieces of timicates are white. 

This first stage permits elimination of all the organic incrustations from the walls 
on account of the oxidizing power of chlorine. The latter removes the proteins which are 
then dissolved in the potash. 

b) Second stage 

The tunicates are placed in a mixer for 20 minutes (20 passes of 1 minute). A 
flocculent aqueous dispersion is obtained. 

c) Third stage: hydrolysis of the tunicates 

The mixture obtained after mixing is placed in a flask in an ice bath. Add distilled 
water (about 200 g of groimd product per 150 g of distilled water) and 95% sulphuric 
acid drop by drop (350 ml per 350 g of mixture of ground product and distilled water). 
Then heat for 30 minutes on a water bath at 80°C. All these stages are carried out with 
mechanical agitation to prevent overheating. 

The mixture obtained is filtered on a No. 4 frit (pore diameter 5 to 15 mm). The 
cellulose is deposited on the filter in the form of a viscous paste. The paste is washed 
several times with distilled water to eliminate all traces of acid. Check that the pH is 
neutral. Then redisperse this paste in distilled water. 

The mixture obtained is sonicated in small quantities for about 2 minutes then 
filtered on a No. 1 frit in order to hold back the largest aggregates. 

In this way we obtain a non-flocculent aqueous dispersion of microcrystals and/or 
microfibrils (whiskers) of cellulose in water, at a concentration of about 0.3% w/w. 

2) Suspending in toluene 

a) First stage: mixing of the aqueous dispersion with the surfactant 
1.2 g of the surfactant Beycostat NA, marketed by the company CECCA, 
consisting of a mixture of ester and diester of phosphoric acid with an alkaryl chain, in 
which the alkyl substituent has 9 carbdn atoms and 9 oxyethylene units, is added, with 
vigorous stirring, to 100 ml of the 0.3% aqueous dispersion thus obtained. 
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For guidance, the formulae of the diester and of the ester of phosphoric acid 
present in BNA are given below: 
- monoester: 

CgH— (CH,-CH,— O), /O 

/ \ 
H-0 O-H 



diester: 

C^Hi— (C%-CH2— O), 

X 

C,H,— C,H— (CH,-CH,— O), O-H 



The initial pH of the aqueous dispersion or suspension mixed with the surfactant 
is 2. It is slowly adjusted to a value of 9 by successive additions of soda NaOH at 1% 
w/w in water. 



b) Second stage: elimination of the water 

The mixture is then freeze-dried to remove the water. 

c) Third stage: dispersion in an organic solvent 

The freeze-dried product is then placed in 100 ml of toluene, then redispersed for 
5 min using apparatus of the Ultra-Turrax type at 12000 rev/min, then sonicated for 1 
min per 20 ml batch using apparatus of the Branson Sonifier type. 

The colloidal dispersion or suspension of microfibrils and/or microcrystals of 
cellulose obtained is transparent to the eye and exhibits, under shear between crossed 
polarizers, birefringence that is very apparent to the naked eye. When this operation is 
carried out in the same conditions at pH = 2 in the aqueous dispersion, a flocculent 
dispersion is obtained in which the aggregates are visible to the naked eye. 



Example 2 : Preparation of a colloidal dispersion, stable and birefringent in shear, 
of microcrystals of cellulose from tunicates in toluene. 

6 ml of a 6.5% w/w solution of polyoxyethylene sorbitan trioleate surfactant 
(marketed by the company Aldrich under the name of Tween 85) is added to 10 ml of a 
dispersion of microcrystals of tunicates at 0,65% w/w prepared as described in Example 
1. After vigorous agitation, the mixture is freeze-dried, then redispersed in 20 ml of 
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cyclohexane. No aggregate is visible to the naked eye; the dispersion appears to be 
homogeneous. 

Furthermore, the colloidal dispersion of cellulose microfibrils and/or 
microcrystals obtained exhibits strong birefiringence in shear between crossed 
polarizers. 

Example 3 : Preparation of a colloidal dispersion, stable and birefringent in shear, 
of microcrystals of cellulose from tunicates in acetone. 

1.2 g of the surfactant Beycostat NA is added, with vigorous agitation, to 100 ml 
of a dispersion of microcrystals and/or microfibrils from tunicates at 0.3% w/w prepared 
as described in Example 1. 

The initial pH of the suspension mixed with the surfactant is 2. It is adjusted 
slowly to a value of 9 by successive addition of soda NaOH at 1% w/w in water. The 
mixture is then freeze-dried to remove the water. 

The freeze-dried product is then placed in ICQ ml of acetone and 20 ml of hexanol 
(co-surfactant), redispersed for 5 min using apparatus of the Ultra-Turrax type at 12000 
rev/min, then sonicated for 1 min per 20 ml batch using apparatus of the Branson 
Sonifier type. 

The colloidal suspension of cellulose microcrystals and/or microfibrils obtained is 
translucent to the eye and exhibits, under shear between crossed polarizers, a 
birefringence that is very apparent to the naked eye. 

Example 4 : Preparation of a composite material with a thermoplastic matrix 
reinforced by microcrystals and/or microfibrils (whiskers) from tunicates dispersed 
homogeneously. 

A suspension at 0.3% w/w of microcrystals and/or microfibrils (whiskers) of 
cellulose from tunicates is prepared following the procedure described in Example 1. 

100 ml of this suspension is mixed with a solution obtained by dissolving, hot, 5 g 
of atactic polypropylene (Aldrich) in 100 ml of toluene, with vigorous agitation. 

The mixture is then submitted to evaporation under a hood for 24 h. The residual 
toluene is extracted by vacuum drying for 24 h at 50°C. The powder obtained is then 
pressed at 120°C and 50 bar to obtain a film. 
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The composites thus obtained contain 6% w/w of whiskers from tunicates 
dispersed homogeneously in a matrix of atactic polypropylene. The modulus of the 
composite material is greatly increased above its glass transition temperature by the 
presence of whiskers from tunicates, in a similar fashion to what was demonstrated for 
materials obtained starting from dispersions in water [20], 

Fig. 1 given later shows the variation of the elastic modulus E as a function of 
temperature for the pure material and the material reinforced with 6% of whiskers from 
tunicates. 

Example 5 : Preparation of a cholesteric liquid crystal in toluene starting from a 
suspension of microcrystals from cotton in toluene. 

A non-flocculent aqueous suspension of microcrystals from cotton at 2 wt.% is 
obtained by acid hydrolysis of Whatman No. 1 paper as described by Revol et al. [21]. 

8 g of the BNA surfactant (from CECCA) is added, with vigorous agitation, to 
100 ml of this suspension. The pH is adjusted to 9 by successive addition of a solution 
ofNaOHl%w/w. 

This preparation is freeze-dried, redispersed by passing through the Ultra-Turrax 
then sonicated in 100 ml of cyclohexane (see Example 1). This preparation is filtered on 
a Teflon membrane, marketed by Cole-Parmer, with size of 1 |Lim then centrifuged at 
40000 g for 1 h. The pellet is recovered, then redispersed in 5 ml of cyclohexane by 
sonication for 1 min. 

The rather viscous mixture obtained is a stable suspension with a solids content of 
43 wt.%. Measurements of the degree of adsorption by differential weighing indicate a 
surfactant/cellulose ratio of 0,66. 

In this case, a suspension is obtained with an actual cellulose content of 26 wt,%. 
It should be noted that fluid suspensions of cotton microcrystals in water cannot be 
obtained for contents above 10 wt.%. Above that, the suspensions are in the form of 
gels. 

This suspension is observed by optical microscopy in a capillary (MicrosUdes) 
with thickness of 200 (xm. Placed between crossed polarizers, this suspension has two 
phases: one is isotropic, and so appears black, and the other is birefringent. The 
birefringent phase may occur in the form of large domains, or as small drops called 
tactoids. In both these structures, altemating black and white stripes indicate that this 
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birefringent phase is of the cholesteric type, already observed in aqueous suspensions at 
much lower concentrations (between 4 and 7% w/w) [4]. 

The spacing of this cholesteric crystal is approx. 4 |j,m, which is well below those 
measured for suspensions in water. 

Example 6 : Polymerization of styrene in the presence of microcrystals from 
tunicates 

A dry mixture of microcrystals from tunicates and of BNA surfactant is prepared 
as described in Example L 

3.6 g of this mixture is redispersed in 200 ml of styrene, as described in Example 
1 . The dispersion obtained is centriftiged at 40 000 g for 1 h to remove the excess of 
surfactant. The pellet is redispersed in 40 ml of styrene and 180 mg of 
azobisisobutyronitrile (AIBN) as mitiator, then placed in a Teflon-coated rectangular 
mould 8 cm x 3 cm. The whole is held at 80°C for 24 h, then moulded for 10 min at 
140°C under a pressure of 10 MPa. 

The results obtained in mechanical testing show a considerable reinforcement 
effect above the glass transition temperature since the elastic modulus E of the 
polystyrene is multiplied by a factor of about ten. 

Moreover, the presence of just 2% of (microfibrils and/or microcrystals of) 
cellulose prevents flow of the polymer up to at least 230°C. 

Fig, 2 given below shows dynamic mechanical testing of pure polystyrene and 
polystyrene reinforced with 2% of microcrystals from tunicate^. 

Example 7 : Preparation of a gel in an organic medium starting from a suspension. 

Purification of the microfibrils follows a conventional scheme. 
An aqueous suspension of microfibrils from soya was prepared in the maimer 
described below. 

After grinding, the soya grains are submitted to the following treatment: 

- continuous azeotropic extraction with a toluene-alcohol mixture (38-62), 

- two extractions with water, 

- extraction with soda 2% w/w, 
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- bleaching with sodium chlorite, 

- homogenization in apparatus of the Waring Blendor type. 

Final homogenization for separating the microfibrils is carried out using Manton 
Gaulin apparatus. 

200 to 400 ml of a suspension containing from 1 to 3 wt.% of cellulose in water is 
introduced. The suspension is submitted to successive passes for a period of time 
ranging from 1 h to 1 h 30. The suspension obtained is very pasty and does not flow. 

The concentration of this suspension is adjusted to 0.3% by adding distilled water. 

100 ml of a 3 wt.% solution of the BNA surfactant (obtainable from the CECCA 
company) is added to 100 ml of this suspension. The pH of the mixture is adjusted to 9 
by successive additions of a soda solution at 1% w/w. The whole is freeze-dried for 24 h 
and gives a sticky white powder. 

This dry mixture is redispersed in 5 ml of toluene using apparatus of the Ultra- 
Turrax type. 

A gel is thus obtained that contains 6% of cellulose and that does not flow when 
the container is inverted. 
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CLAIMS 

1. A colloidal dispersion, in an organic solvent, of microfibrils and/or 
microcrystals of a fibrillar organic substance selected firom the group comprising 
cellulose, chitin, and polysaccharides such as (3 1 -> 3 glucan, (31^3 xylan and 
P 1 ~> 4 mannan, containing in addition at least one compound possessing a hydrophilic 
part and a hydrophobic part. 

2. A dispersion according to Claim 1, characterized in that the compound 
possessing a hydrophilic part and a hydrophobic part is selected firom the group 
comprising a surfactant, a stabilizing polymer, a co-surfactant or mixtures thereof, and 
especially a mixture of surfactant and co-surfactant. 

3* A dispersion according to Claim 1 or Claim 2 of microfibrils and/or 
microcrystals of cellulose. 

4. A dispersion according to any one of the Claims 1 to 3, characterized in that 
the organic solvent has a dielectric constant that is less than or equal to approx. 37.5, 
and/or in that the organic solvent is selected from the group comprising: 

- aliphatic hydrocarbons having fi*om about 5 to about 20 carbon atoms, 
especially pentane, hexane, heptane, octane, dodecane or cyclohexane, 

- aromatic hydrocarbons, especially xylene, toluene or decalin, 

- chlorine-containing solvents, especially chloroform, . dichloromethane, carbon 
tetrachloride, dichloroethane, 

~ ketones having firom about 3 to about 10 carbon atoms, especially acetone or 
methyl ethyl ketone, 

- polymerizable vinylic compounds, especially methacrylates and acrylates of 
alky Is having firom about 1 to about 10 carbon atoms, styrene, vinyl acetate, 

- epoxides, especially those with an aUphatic chain having from about 1 to about 
10 carbon atoms, and/or an aromatic chain, the diepoxides, the triepoxides and/or the 
tetraepoxides, 
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- primary, secondary or tertiary amines, especially those with an aliphatic chain 
having Jfrom about 1 to about 10 carbon atoms and/or an aromatic chain, the diamines, 
triamines or tetramines, 

- alkyl acetates having from about 1 to about 10 carbon atoms; especially 
methyl, ethyl, propyl or butyl acetates, 

- ethers with an alkyl chain having from about 1 to about 20 carbon atoms or an 
aromatic chain such as ethyl ether, or benzyl ether, 

- aldehydes, carboxylic acids and/or their acylated derivatives and anhydrides, 
the polyacids, With an alkyl chain having from about 1 to about 20 carbon atoms or an 
aromatic chain such as acetaldehyde, acetic acid, maleic anhydride, benzaldehyde, 

- primary, secondary or tertiary alcohols, especially those with an aliphatic chain 
having from about 1 to about 10 carbon atoms, and/or an aromatic chain, the 
polyalcohols, especially methanol, ethanol, isopropanol, butanol or benzyl alcohol, 

- tetrahydrofiiran (THF), pyridine, dimethylformamide (DMF), 
dimethylacetamide (DMAc), 

- mineral and/or organic oils, of synthetic or natural origin, such as silicone oils 
or vegetable oils, 

or mixtures thereof. 

5. A dispersion according to any one of the Claims 1 to 4, characterized in that 
the quantity of cellulose varies from about 0.01 wt.% to about 50 wt.% relative to the 
total weight of the dispersion. 

6. A dispersion according to any one of the Claims 1 Jo 5, characterized in that 
the compound possessing a hydrophilic part and a hydrophobic part is: 

(a) a surfactant possessing: 

- a hydrophilic part, which is capable of being adsorbed on the microfibrils 
and/or microcrystals of the compoimd selected from the group comprising cellulose, 
chitin, and polysaccharides such as p 1 3 glucan, p 1 -> 3 xylan and p 1 4 
mannan, and containing for example oxyethylene groups, 

- a hydrophobic part, containing for example a carbon chain having at least 6 
carbon atoms, aromatic or non-aromatic, and capable of interacting with the solvent, 

the said surfactant being selected in particular from the group comprising: 
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* cationic surfactants, for example from the family of the quaternary ammonium 
alkyls containing from about 1 to about 2 alkyl substituents, having from about 
6 to about 20 carbon atoms, such as didecyldimethyl ammonium bromide, 

* anionic surfactants, for example from the family of the polyoxyalkylenated 
alkarylphenol phosphoric esters, in which the alkyl substituent contains from 
about 1 to about 12 carbon atoms, and from about 5 to about 25 oxyalkylene 
units having from about 1 to about 4 carbon atoms, and especially oxyethylene, 
oxypropylene or oxybutylene units, for example BNA, a mixture of ester and 
diester of phosphoric acid with an alkaryl chain, in which the alkyl substituent 
contains 9 carbon atoms and 9 oxyethylene units, 

* amphoteric surfactants possessing a quaternary ammonium group and an 
anionic phosphoric group, for example from the family of the phosphohpids, 
such as egg or soya lecithin, 

* neutral surfactants, for example from the family of those containing a sorbitol 
unit, and one to about 3 polyoxyethylene chains, one to about 3 fatty chains 
having from about 12 to about 30 carbon atoms, and especially 18 carbon 
atoms, such as polyoxyethylene (20) sorbitan trioleate, 

(b) or, a stabilizing polymer possessing from about 5 to about 200 hydrophilic 
units and from about 10 to about 200 hydrophobic units, especially those with a 
molecular weight below 20000, such as ethylene oxide-propylene oxide block 
copolymers. 

7. A dispersion according to any one of the Claims 1 to 6, characterized in that 
the co-surfactant possesses: 

- a hydrophilic part that is compatible with the hydrophilic part of the compound 
possessing a hydrophilic part and a hydrophobic part as defined in Claim 6, and 
especially with the hydrophihc part of the surfactant or of the stabilizing polymer as 
defined in Claim 6, 

- a hydrophobic part that is compatible with the hydrophobic part of the 
compound possessing a hydrophihc part and a hydrophobic part as defined in Claim 6, 
and especially with the hydrophobic part of the surfactant or of the stabilizing polymer 
as defined above, 
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the co-surfactant making it possible^ moreover, for the microfibrils and/or 
microcrystals of the fibrillar organic substance as defined in Claim 1 to be rendered 
compatible with the organic solvent, 

the said co-surfactant being selected in particular from the group ' comprising 
alcohols having from about 4 to about 18 carbon atoms, carboxylic acids having from 
about 4 to about 18 c^bon atoms, aldehydes having from about 4 to about 18 carbon 
atoms or amines having from about 4 to about 18 carbon atoms. 

8. A cfispersion according to any one of the Claims 1 to 7, characterized in that 
it contains: 

- cellulose microfibrils and/or microcrystals, in a quantity varying from about 
0.01 wt.% to about 50 wt.% relative to the total weight of the dispersion, and especially 
from about 0.1 wt.% to about 30 wt,%, 

- an organic solvent as defined in Claim 4, in a quantity varying from about 50 
wt.% to about 99.9 wt.% relative to the total weight of the dispersion, 

- a surfactant as defined in Claim 6, in a quantity varying from about 0.01 wt.% 
to about 50 wt.% relative to the total weight of the dispersion, 

- and if necessary a co-surfactant as defined in Claim 7, in a quantity varying 
from about 0 wt.% to about 20 wt.% relative to the total weight of the dispersion, 

9. A dispersion accordmg to any one of the Claims 1 to 8, characterized in that 
it exhibits at least one of the following properties: 

- it does not form aggregates (it is non-flocculent), 

- it is birefringent in shear, 

- it is stable for periods ranging from at least one minute to at least 12 months. 

10. A method of preparation of a dispersion according to any one of the Claims 
1 to 9, characterized in that: 

(1) an aqueous dispersion of microfibrils and/or microcrystals of a fibrillar 
organic substance selected from the group comprising cellulose, chitin, and 
polysaccharides such as p 1 3 glucan, P 1 ~> 3 xylan and P 1 4 mannan, is mixed 
with a compound possessing a hydrophilic part and a hydrophobic part selected from 
the group comprising a surfactant, a stabilizing polymer, a co-surfactant or mixtures 



32 

thereof, the said surfactant and the said stabilizing polymer being as defined in Claim 6, 
and the said co-surfactant being as defined in Claim 7, 

to obtain an aqueous dispersion of microfibrils and/or of microcrystals of the 
aforesaid fibrillar organic substance as defmed according to any one of the Claims 10 to 
13, 

(2) the water is eliminated from the aqueous dispersion as obtained in the 
preceding stage to obtain a dry mixture of surfactant and/or of stabilizing polymer and 
possibly of co-surfactant, and a fibrillar organic substance selected from the group 
comprising cellulose, chitin, and polysaccharides such as p 1 ^ 3 glucan, p 1 ^ 3 
xylan and P 1 4 mannan, 

(3) the mixture as obtained in the preceding stage is dispersed in an organic 
solvent until a dispersion is obtained. 

11. A method of preparation according to Claim 1 0, characterized in that: 

(1) an aqueous dispersion of microfibrils and/or of microcrystals of cellulose is 
mixed with a surfactant selected from the group comprising BNA, polyoxyethylene 
sorbitan trioleate or didecyldimethyl ammonium bromide, 

the weight ratio between (a) the said surfactant and (b) the said microfibrils and/or 
microcrystals of cellulose varying from about 0.1:1 to about 20:1, to obtain an aqueous 
colloidal dispersion of microfibrils and/or of microcrystals of cellulose as defined 
according to any one of the Claims 9 to 12, 

(2) the water is eliminated from the aqueous dispersion as obtained in the 
preceding stage to obtain a dry mixture of surfactant and cellulose, the said mixture 
containing from about 5 wt.% to about 95 wt.% of surfactant relative to the total weight 
of the mixture, and from about 5 wt.% to about 95 wt.% of cellulose relative to the total 
weight of the mixture, 

(3) the mixture as obtained in the preceding stage is dispersed in an organic 
solvent as defined in Claim 4, 

until a dispersion of cellulose microfibrils and/or microcrystals is obtained for 
which the percentage by weight of adsorption between the said surfactant and the said 
cellulose microfibrils and/or microcrystals varies from about 0.1 to about 20, and 
especially from about 0.1 to about 5. 
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12. Use of a dispersion according to any one of the Claims 1 to 9, for the 
preparation of gels, liquid crystals or materials containing cellulose microfibrils and/or 
microcrystals. 

13. An organic solvent as defined in Claim 4, thickened and/or viscous, 
characterized in that it contains: 

- microcrystals and/or microfibrils of a fibrillar organic substance selected fi-om 
the group comprising cellulose, chitin, and polysaccharides such as (3 1 3 glucan, 
P 1 ^ 3 xylan-and (3 1 --^ 4 mannan, 

- a compound possessing a hydrophihc part and a hydrophobic part selected 
from the group comprising a surfactant, a stabihzing polymer, a co-surfactant or their 
mixtures, the said surfactant, and stabihzing polymer being as defined in Claim 6 and 
the said co-surfactant being as defined in Claim 7. 

14. A dry mixture of surfactant and/or of stabilizing polymer and possibly of 
co-surfactant, and of a fibrillar organic substance selected firom the group comprising 
cellulose, chitin, and polysaccharides such as p 1-^3 glucan, P 1-^3 xylan and p l->4 
mannan. 

15* A method of preparation of a dry mixture according to Claim 14, 
characterized in that 

(1) an aqueous dispersion of microfibrils and/or microcrystals of a fibrillar 
organic substance selected firom the group comprising cellulose, chitin, and 
polysaccharides such as p 1 3 glucan, p 1 ^ 3 xylan and P 1 4 mannan, is mixed 
with a compound possessing a hydrophihc part and a hydrophobic part selected fi-om 
the group comprising a surfactant, a stabilizing polymer, a co-surfactant or mixtures 
thereof, the said surfactant and the said stabilizing polymer being as defined in Claim 6, 
and the said co-surfactant being as defined in Claim 7, 

to obtain an aqueous dispersion of microfibrils and/or microcrystals of the 
aforesaid fibrillar organic substance as defined according to any one of Claims 10 to 
13, 

(2) the water is eliminated from the aqueous dispersion as obtained in the 
preceding stage to obtain the aforesaid mixture. 
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16, Use of a dry mixture according to Claim 14, for the preparation of materials 
containing microfibrils and/or microcrystals of cellulose. 
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